(19) 



J) 



Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(11) 



EP 1 205 244 A1 



(12) 



EUROPEAN PATENT APPLICATION 

published in accordance with Art. 158(3) EPC 



(43) Date of publication: 

15.05.2002 Bulletin 2002/20 

(21) Application number 00949999.7 

(22) Date of filing: 04.08.2000 



(51) IntCl 7 : B01J 35/02 

(86) International application number: 
PCT/JP00/05247 

(87) International publication number: 

WO 01/10552 (15.02.2001 Gazette 2001/07) 



(84) Designated Contracting States: 

AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 
MCNLPTSE 

(30) Priority: 05.08.1999 JP 22300399 

27.01.2000 JP 2000019315 

(71) Applicant: Kabushlkl Kalsha Toyota Chuo 
Kenkyusho 

Aichi-gun, Alchl-ken, 480-1192 (JP) 

(72) Inventors: 

• Morikawa, Takeshi K.K. Toyota Chuo Kenkyusho 
Aichi-gun, Aichi 480-1192 (JP) 



• Asahi, Ryo|i K.K. Toyota Chuo Kenkyusho 
Aichi-gun, Aichi 480-1192 (JP) 

• Ohwaki, Takeshi K.K. Toyota Chuo Kenkyusho 
Aichi-gun, Aichi 480-1192 (JP) 

• Taga, Yasunori K.K. Toyota Chuo Kenkyusho 
Aichi-gun, Aichi 480-1192 (JP) 

(74) Representative: Kramer, Reinhold, Dipl.-lng. et al 
Blumbach, Kramer & Partner 
Patentanwalte 
Radeckestrasse 43 
81245 Munchen (DE) 



(54) 



PHOTOCATALYTIC MATERIAL, PHOTO CATALYTIC ARTICLE AND METHOD FOR THEIR 



PREPARATION 



(57) In titanium oxide crystals, nitrogen atoms are 
substituted for some of the oxygen sites, doped at inter- 
stitial sites of crystal lattices, or doped in grain bounda- 
ries, or a combination of these methods Is employed. As 
a result, a chemical bond between Ti and N atoms is 



present in the crystals and a photocatalytic activity is 
exhibited by absorbing visible light. Fo r example, Ti-O-N 
film with a film thickness 10jim or less is formed on a 
substrate. Thus, a photocatalytic material may be ob- 
tained which exhibits a photocatalytic activity with visible 
light. 
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r0001l The present invention relates to a photocatalytic material which is capable of exhibiting photocatalytic activity 
when irradiated with visible light as well as ultraviolet light, a photocatalytic substance, and a method for the.r prepa- 



ration. 
BACKGROUND ART 



TO0021 Hitherto known materials exhibiting a photocatalytic action include the likes of Ti0 2 (titanium dioxide) . CdS 
cadmium sulfide) , WO, (tungsten trioxide) , and ZnO (zinc oxide). These photocatalytic materials are sem.conductors, 
IbsoTSht to form electrons and ho.es. and present various chemical reactions and bactericidal actions. However, 
because titanium oxide is nontoxic and is superiorfrom the standpoint of stability to water and ac.d, so far only trtamum 
is oxide has been put to practical commercial use as a photocatalyst. 

roO03] However, because of the values of the band gap (Eg = 3.2eV) of titanium oxide, the operating light of such a 
titanium oxide photocatalyst is limited to ultraviolet light with a wavelength X<380nm Asa 

an unfulfilled demand for development of materials which exhibit catalytic activity when irradiated with visible light wrth 
a wavelength of 380nm or longer. These materials are desired, for example, for use indoors and for improving photo- 

20 ST As described in Japanese Patent Laid-Open publication No. Hei 9-262482, by modifying materials using ion 
mplanting of metal elements such as Cr (chrome) and V (vanadium) in anatase type titaniurr , ox.de having a high 
caialytic activity, the light absorbing edge of titanium oxide can be shifted to the long wavelength s.de to permit the 
operation of titanium oxide catalyst in visible light. Although a number of reports discussing the doping of Cr, V, and 
25 so on have been published since the early 1 970s, these reports describe that in this instances where operation under 

visible liaht is enabled, the performance of titanium oxide sharply lowers. 

fOOOSl On the other hand, as described in Japanese Patent Laid-Open publication No. Hei 9-262482, the original 
performance of titanium oxide can be maintained through use of special techniques for doping Cr, V and so on. 
r00061 Thus in the above conventional example, the operation of titanium oxide photocatalyst under visible light is 
30 made possible by a technique of ion implanting metal elements in titanium oxide. However, metal ion imputation is 
disadvantageous because of its high cost. While there is a demand for other methods of manufacturing and synthesis 
of TiO, photocatalyst, such as synthesis in solution or sputtering, photocatalysts produced through these methods can 
not operate under visible light. It is generally considered that this is because Cr of the dopant aggregates or forms 
oxides such as Cr 2 0 3 in a crystallization process. Thus, in the conventional art of the examples, the technique of .on 
implanting must be adopted in order for metal elements to be used to enable operation of titanium ox.de under visible 
X This methodhas problems that an expensive large-scale apparatus is required and that veiy high manufactunng 
costs cannot be avoided. While there is also an art which aims to realize visible light operation by doping tnvalent 
elements there is a problem with this art in that the optimum state of the doping of these elements is not realized. 
S Furthermore, Japanese Patent Leid-Open publication No. 2000-140636 opened to the public ^rtt»Mng 
of the two applications from which the present application claims priority, discloses a method of forming a Photocatalytic 
substance by doping trivalent elements in titanium oxide and that one of aluminum, boron, and mtrogen is used for the 
trivalent elements. The example given in that publication shows acetaldehyde may be decomposed more efficient* in 
a powder body in which titanium oxide and its nitrogen dope body are laminated in many layers, than in a titanium 
oxide powder, when light is irradiated from a natural light fluorescent lamp. However, the titanium ox.de in thai ^example 
is prepared by doping trivalent elements in which nitrogen is merely doped or unintentionally mixed and the Photocat- 
alyst is not constructed so as to maximize photocatalytic activity under visible light. In addition, in the example of tha 
pSc^tS herein a fiuorescent lamp is employed, description of the eff ects of u 

lamp is included. An experimental method employing a fluorescent lamp, even one des.gnated as natural light s not 
suitable for evaluating activity under visible light because improvement in photocatalytic act.vrtym.ght be attributed to 
enhanced UV activity owing to structural changes, such as increased surface area or the l.ke. Therefore, it should be 
consTde^ed thaUhe Le photocatafytic activity under visible light of the nitrogen doped body of th,s titanium ox.de ,s 
not as great as indicated by the example. 

DISCLOSURE OF THE INVENTION 

[00081 It is an object of the present invention to realize the visible light operation of titanium oxide Photocatalysts 
and to provide a photocatalyst which has higher visible light absorbing efficiency by using novel materials and without 
using expensive techniques such as ion implantation. 



2 



EP 1 205 244 A1 



[0009] From experimental analysis and a theoretical study of optical properties of semiconductors using the first 
principle calculation, it was found that the nitrogen-containing titanium oxide semiconductors of the present invention 
form new levels within the band gap of titanium oxide. From this novel understanding, photocatalytic material exhibiting 
a strong photocatalytic activity under visible light in a wavelength region wider than that of titanium dioxide was devel- 

5 oped by preparing said nitrogen-containing titanium oxide using a devised production method. 

[0010] The photocatalytic materials according to the present invention have a Ti-O-N constitution in which nitrogen 
(N) is incorporated in titanium oxide crystals and exhibit photocatalytic activity in the visible light region. Therefore, 
they can exhibit photocatalytic activity similar to titanium oxide when using visible light as operating light. Moreover, 
because nitrogen is a very stable and non-toxic material, incorporation of nitrogen will not cause any problems during 

10 actual use. 

[001 1] Furthermore, it is suitable that nitrogen is incorporated by either one or a combination of substituting a nitrogen 
atom for an oxygen site of titanium oxide crystal, doping a nitrogen atom within, or at an interstitial site of a lattice of 
a titanium oxide crystal, and doping a nitrogen atom to grain boundaries of titanium oxide. 

[0012] In addition, it is suitable that the photocatalytic materials according to the present invention incorporate nitro- 
15 gen atoms doped in titanium oxide crystals where titanium atoms chemically bond to nitrogen atoms. 

[0013] From the above, a photocatalyst which exhibits photocatalytic activity by absorbing visible light can be ob- 
tained. Thus, the photocatalyst can exhibit satisfactory photocatalytic activity even under solar or fluorescent light. 
[0014] It is known that nitrogen elements can be incorporated into conventional titanium oxide photocatalysts during 
their production and treatment processes. For example, Japanese Patent No. 291 7525 discloses the presence of nitro 
20 groups (-N0 2 ) derived from nitric acid used in surface treatment. Also, Japanese Patent No. 2865065 discloses the 
presence in titanium dioxide of nitrogen derived from nitric acid in a titanium oxide- sol- dispersed solution material, 
as observed by EPMA analysis. 

[0015] However, conventional recognition is that this nitrogen is a contaminant and that compounds formed of the 
mixed nitrogen have a negative influence and have no novel effect on photocatalyst performance, especially the wave- 
25 length range of operating light. 

[0016] The reason why this mixed nitrogen causes no novel effects on the wavelength range of operating light of 
photocatalytic substance is as follows. 

[0017] This type of incorporated nitrogen atoms form only nitrogen oxides and organic substances inside the pho- 
tocatalysts, and do not combine with titanium atoms. As a result, the mixed nitrogen atoms had no effects on optical 
30 properties as a semiconductor such as the band gap of titanium oxide. 

[001 8] In contrast, because the present invention is characterized in that the nitrogen atoms are substituted for some 
of the oxygen sites of titanium oxide crystals, doped into interstitial sites of lattices of a titanium oxide crystals, and/or 
doped to grain boundaries of titanium oxide, their XPS spectra are different from those of nitrogen atoms conventionally 
incorporated in titanium oxide. 

35 [0019] Among these, it is especially desirable that there be a chemical bond between titanium atoms and nitrogen 
atoms in photocatalytic materials, and it is even more desirable that the constitution comprises substituting nitrogen 
atoms for some of the oxygen sites of basic titanium oxide crystals. 

[0020] The characteristic of the nitrogen dopedphotocatalytic articles of the present invention may be detected 
through analysis of the chemical bond state of nitrogen atoms with XPS (X-ray Photoemission Spectroscopy) . The 
40 nitrogen doped photocatalytic materials of the present invention are characterized in that a binding energy spectrum 
of the is shell of a nitrogen atom as measured using XPS has a peak in the region at 400eV or less. 
[0021] More preferably, a binding energy spectrum of the is shell of a nitrogen atom in XPS is characterized by having 
a peak near 396 to 397 eV. 

[0022] As a result, it is characterized by having an impurity level resulting from the substitution of nitrogen atoms for 
45 some of the oxygen sites of titanium oxide within the band gap between a valence band and a conduction band of 
titanium oxide. 

[0023] Furthermore, it is suitable that the nitrogen concentration X expressed in atomic % is 0<X<1 3. Nitrogen content 
is not especially limited, but is preferably over 0 and below 13% according to experiments. The suitable photocatalytic 
activity described above may be obtained with a nitrogen content in such a range. 
50 [0024] In addition, as long as nitrogen is in the above-described state, the number of oxygen atoms may be either 
excessive or deficient. In particular, if nitrogen is incorporated in a state that titanium oxide is reduced, photocatalytic 
activity is displayed even in the longer wavelength visible light region. Atomic ratio Y, Z, and X for titanium, oxygen, 
and nitrogen should be in the range of 0.4<Y/ (X+Z) <0.6. 

[0025] These effects can be realized with Ti-O-N in any combination of single crystals, polycrystals, or amorphous 
55 Ti-O-N. However, single crystals and polycrystals tend to exhibit a greater photocatalytic activity than does amorphous 
Ti-O-N. 

[0026] Moreover, titanium oxide crystals may be present on the external surface side of the above-described pho- 
tocatalytic materials. With such a configuration, internal photocatalytic materials are able to absorb visible light to 
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a * 0 i<wrnn e and holes so that a photocatalytic action is exhibited by the titanium oxide crystals at the surface. 
Asa" 22f?S £ utSzed P as operating light with maintaining activities similar to conventional titanium 

^TS^SiS^^ «** a constrtution is when ii is desired to decrease the contact 

[0028] Moreoverjtmaybepreferablethatthesurfaceofphotocatalystaccordingtothepresentinventionhavemainly 

iTX^XT^e em™uch that they are formed on the whole or partial surface of a substrate. 
Kbstratema?be made of titanium oxide, silica, alumina, and inorganic oxides of their composites; titan.urr , n*nde 
aluminum nitride, and their composite nitrides; or organic substances such as compos.te oxyn.tr.de and 

[^furthermore photocata.ysts according to trie present invention may have a form in which at least one . of 
Suml. 2 zTnL*' magnet, calcia, calcium phosphate, amorous titanium ox.de, f.uorores.n. and the above 

one of the following manufacturing processes: 

(1 ) formation as a thin film on a substrate by sputtering at least one of titanium oxynitride, titanium oxide, titanium 
nitride and metallic titanium used as a target material in an atmosphere containing nitrogen gas; 
wZ™ZnTX?*m m on a substrate "by vaporizing or ion plating at feast one of -Mum 
oxideWaniumnitride. and metallic titanium usedas a vaporizing material in an atmosphere containing nrtrogen gas, 
StnSon by heat treating titanium oxide or hydrated titanium oxide in an atmosphere containing ammonia gas, 
nitroaen aas or a mixture of nitrogen gas and hydrogen gas; . . irfl 

Sheattfeiing a titanium a.koxide solution in an atmosphere containing ammonia gas, nitrogen gas. or a mixture 
of nitrogen gas and hydrogen gas; 

(5) treating titanium oxide in a plasma containing nitrogen atom; 
/«\ imniantina nitroaen atoms in titanium oxide by ion-implantation; 

7 SSK 3 £ °on a substrate by vacuum evaporating at least one of titanium o^^^' 
Sim nitride, and metallic titanium used as evaporating materials in an atmosphere containing nitrogen gas. 
followed bv transfer to a different vacuum vessel by differential pressure; 

rnerforming in an emulsion combustion method, spray combustion of emulsion in an atmosphere .n which ions 
or ScuTes (except nitrate ion) containing nitrogen elements such as ammonia and hydrazine are present* an 
aoulous solu ton or suspension of metallic salts which is the aqueous phase in emulsion and ,n which the amount 
StSl into a reactor is less than that (hereinafter referred to as the required amoun of oxygen) wrth 
^combustion components (oil and surface actK,e agents) contained in the ™^~^J™j£ 
which metal ions (or metal compounds) contained in an aqueous solut.on require to form the most stable oxide in , air 
r 9 rpeSng, in an emulsion combustion method, spray combustion of emulsion ,n an atmospher e ,rr wh^h 
2£Z ^nta in no aas (except nitrogen gas) such as ammonia instead of ions or molecules (except nitrate ion) 
co Sn ng S SEHS as ammonia and hydrazine are contained in an aqueous solution or suspens.n 
of S salUwhich is the aqueous phase in emulsion and in which me amount of oxygen introduced into a 

reactor is less than the required amount of oxygen; , mm/tn nt n 7mT'and 
MOJmixingtitanium oxide andtitanium nitride and heat treatingmis mixture attemper^ 

ill) Sat treating or plasma treating titanium nitride ortitanium oxynitride in an oxidation atmosphere containing 

« oxygen, ozone, a water molecule, or a hydroxyl group. 

(0032] Next, specific aspects of the structure of the photocatalytic materials of the >^*^* 
0033 Fig 6 shows a spectrum of the 1 s shell of nitrogen atom by XPS analysis using a Mg-Ko X-ray As shown in 

• mmmmmmm 
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anions were substituted for some of the oxygen sites of anatase titanium oxide were used. 

[0035] Fig. 7 shows the calculated density of state (DOS) of Ti-O-X semiconductor. It was found that the position at 
which a new impurity level is formed varies with substitution species, and that the position also varies according to the 
ionicity of these substitution species. In this figure, a valence band rises on the minus side from energy 0 eV in each 
s density of state, a conduction band of titanium oxide rises on the plus side from the vicinity of 2.5eV, and the Interval 
between them corresponds to a band gap. Because the reduction level of water is in the vicinity of the conduction band 
of titanium oxide, it is preferable to create a narrower band gap by moving the valence band closer to the conduction 
band of titanium oxide rather than the moving conduction band of titanium oxide. 

[0036] It was found from the above that, from the viewpoints of both narrowing the band gap and of smooth mixing 
10 degree of impurity levels and the titanium oxide band, N (nitrogen) and S (sulfur) are especially preferable as substitution 
species X for enabling operation under visible light. 

[0037] Fig. 8(a) and Fig. 8(b) show energy E (eV) dependency of the imaginary part of dielectric function (e2xy, e2z) 
obtained by calculation. Fig. 8 (a) shows the energy dependency in the xy direction (vertical direction to C axis) tor 
titanium oxide crystals, while Fig. 8 (b) shows dependency in the z direction (C axis direction) . 

15 [0038] This imaginary part of dielectric function corresponds to the wavelength dependency of optical absorption 
characteristics. In both Ti-O-N and Ti-O-S, absorption edges are shifted to the lower energy side, that is, the longer 
wavelength side than those of titanium oxide. This results suggest that visible light operation is possible by substitution 
of one of N and S or both in titanium oxide. Moreover, it can be seen from comparison of Fig. 8 (a) with Fig. 8 (b) that 
optical anisotropy is strong in both titanium oxide and Ti-O-X (X=N or S), and it can be understood from this result that 

20 dependency of a photocatalytic activity for a crystal face is strong. 

[0039] Especially, it is also found that longer wavelength visible light is absorbed by Ti-O-N having a C axis orientation . 
Because the absorption edge in the xy direction is noticeably shifted to the visible light direction, it can be seen from 
this that the photocatalytic article of the present invention is suitable when the surface crystal face is mainly oriented 
in the direction of a C axis. Because light vertically incident to the surface has components of an electric field inprop- 

25 agation and vertical direction (the direction vertical to the surface), visible light can be efficiently absorbed when the 
surface is in the direction of the C axis crystal because of the light absorption characteristics in the xy direction in Fig. 
8(a). 

[0040] Changes in the electronic state of titanium oxide by substitution of these anions X are mainly due to the 
differences between the atomic levels between O, N, or S for titanium atom. Therefore, if the Ti-X bonding exists in 
30 photocatalytic articles in which titanium oxide is a substrate, the effects by substitution of the anions of the present 
invention are realized when other anions X are substituted for oxygen (O) as in the model used for the above calculation , 
when anions X intrude into lattices of a crystal by warping the lattice form, when anions X are present in grain bound- 
aries, or when these latter situations are combined. 

[0041 ] Now, as described above, there are some anions which may substitute for some of the oxygen sites of titanium 
35 oxide. When substituting nitrogen atoms for some of the oxygen sites, the electronic state of a semiconductor changes 
and new absorption bands are formed within band gaps. On the other hand, substituting, for example, cations such 
as Al, Cr for some of the oxygen sites is impractical, considering charge balance. Substituting nitrogen and fluorine for 
titanium sites is also impractical. 

[0042] On the other hand, elements such as carbon and boron may substitute for not only the oxygen sites, but also 
40 for the titanium sites. When this occurs, the electronic states entirely differ according to the location of the substitution, 
even when the same atom is substituted. 

[0043] Moreover, in contrast to semiconductors such as silicon, in oxide semiconductors like titanium oxide which 
are formed of more than two elements, adjacent atoms and the electronic states both differ according to the position 
of the doped impurities. Thus, description of impurities doped into a material without a description of the locations or 
45 sites, such as lattices or grain boundaries, where the impurities are located, is not sufficient to specify a material. 

[0044] Furthermore, although in conventional examples, the tendency of doping effects was sometimes described 
by the valency of dopant, this is not significant because, as described above, the electronic states are completely 
dependent on the position into which dopant enters. 

[0045] Therefore, when the state of nitrogen atoms of the present invention is discussed, it is not meaningful to 
so classify the performance by means of the valence number such as pentavalence and trivalence. The present invention 
was completed by making absorption of visible light possible only when there is a chemical bond of Ti-N in Ti-O-N as 
a state of nitrogen atom and by finding exhibition of photocatalytic characteristics. Especially among these, the per- 
formance is highest when substituting nitrogen atoms for certain oxygen sites of titanium oxide. 
[0046] The position of XPS peak of N1s shell when 71-N bonding remains in titanium oxide maybe estimated from 
55 data in scientific literature such as "National Institute of Standards and Technology (NIST)". The peak of TiN is observed 
near 396-397 eV. In addition, N.C. Saha et al describe XPS data of Ti-O-N in "J. Appl. Phys., 72 (7), pp.3072 (1992)". 
Although nitrogen content in that example is considerably greater than that in the photocatalytic materials of the present 
invention, the N1s shell peak of Tl-O-N is observed near 396-397 eV similarly to TiN of NIST 
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mn„-n nn the other hand in the Ti-O-N of the present invention, the position of XPS peak when nitrogen atoms are 
dooed in an nteSal ste o latt'ces of titanium oxide is not known as there are no pub.ished reports. The position £ 
viL 11,! thin he analvzed bv FLAPW which is one of the most accurate first principle calculate methods. Th.s 
XPS ^S le Se re^s Fo calcuiation. N substation type (a total of 24 atoms) and N interstitial 
^ { ^S!SS^^!^ used with 24 atom models of anatase titanium oxide as a basis. Table 1 shows 
results of these tests. 

Table 1 
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Energy difference from Ti2p3/2 peak (eV) 




Ti-O-N 
(Substitution) 


Ti-O-N 
(Intrusion) 


Organic 

Compound Nitro 
Group 


Calculation 
Experiment 


-63.63 
-62.8 


-63.38 
(Unclear) 


-59.1 



[0048] The XPS peak of the interstitial type N1s shell of intrusion Ti-O-N was obtained at a pos.Uon 
hanThe Ti2o3/2 peak On the other hand, the XPS peak of the substitution type N1s shell was obta.ned at a pos.t.on 
rjSS^V That is, the result was obtained that the peak of interstitial type N1s shell appears 
afa^ii^eV higher than that of substitution type N1s shell because the combination with an oxygen atom ,s 
more dominant in the interstitial type than in the substitution type. 

Sll 0" The other hand, in thTxPS experiment of the Ti-O-N photocata.ysts of the present invent™ .TW com- 
bination oeak near 397eV and a peak near 400eV, which is higher by about 3eV, were obta.ned. Therefore, s con- 
SdfrLd from these results that a peak observed near 400eV in the experiment indicates N atoms in the mterstrtia. srte 
:tnS oi; nitrogen (according to N.ST data) forming a carbon compound and a n.tro group 

moSor From the above experimental results and from theoretical calculation, it can be understood that the following 
Lint^ are sionificant for the Ti-O-N visible light operation photocatalysts of the present invention. 
EST] The S5 S v, ible light operation photocatalysts of the present invention include photocataiytic matenals ,n 
Si atoms Zl contained in titanium oxide crystals by either one or a combination of substituting mtrogen 
m ta some *™e oxygen sites of titanium oxide crystals, doping nitrogen atoms at interstitial sites of 
Sum oxidTcrJsS or coping nitrogen atoms to grain boundaries of titanium oxide. Then, the XPS P^>££" 
r^rrved at 400eV or less It is especially desirable that nitrogen atoms have a ch.em.cal bond between titanium 
Z^Slta^^nTrM Furthermore, it is desirable that nitrogen atoms are present as substitutes for some 
I the o^oen sTes onitanTum oxide crystals. Then, the XPS peak of N1s she,, is observed near 396 to 397eV 
?00521 Moreover although for the above calculation, the effects of anion doping were studied using lattices oh an 
anatase ^ Itanium oxide crystal, similar effects are obtained also in the anion doping to rut.le type, brook.te type. 

wS be described the examples below in which TWJ^,* TW^N,. and T, 31 0 67 N 2 were produced. When N 
£X£Z S N bon«?i S realized, visible light operation photocatalysts are obtained in either 

Inium oxides. The atomic number ratio Y. Z, and X for titanium, oxygen, and nitrogen may be in the range of 0.4<Y/ 
(X+Z)<0.6. 

BRIEF DESCRIPTION OF THE DRAWINGS 



50 



55 



[0054] 

Fig 1 shows the constitution of an Embodiment 1 according to the present invention. 

Fios 2(a) and 2(b) are views showing the crystalline phase of titanium oxide. 

Fiqs" 3 a and 3(b) show the constitution of an Embodiment 2 according to the present invention. 

Fiqs' 4 (a) and 4 (b) are views showing an Embodiment 3 according to the present mvent.on 

Fios' 5(a) -5(b) and 5(c) are views showing an Embodiment 4 according to the present invention. 

Fig 6 ^ a view showing a binding energy spectrum (XPS spectrum) of the 1 s shell of a nitrogen atom ,n a photo- 

catalvtic material according to the present invention. 

Ra 7 to atfew showing the state density of T.-O-X obtained by substituting X for certa.n oxygen sites. 
Rgs Si an7a(b) are views showing the energy dependency of the imaginary part of a dielectric funct,on. 
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Fig. 9 is a view showing the wavelength dependency of the light absorbance of the photocatalysts. 

Fig. 10 is a view showing the contact angle of water on a film surface. 

Fig. 11 is a view showing the characteristics of a lamination type photocatalyst. 

Fig. 12 is a view showing comparison of the decomposition performance of organic substances on photocatalysts. 
5 Figs. 13(a), 13(b), and 13(c) are views showing the relationship between photocatalyst performance under visible 

light and the bonding state of nitrogen atoms in an Embodiment 4. 

Figs. 14(a) and 14(b) are views showing spectra of visible light source and the photocatalytic activity. 

Fig. 15 is a view showing light absorption spectra of the photocatalytic materials according to an Embodiment 10 

of the present invention. 

to Fig. 16 is a view showing the binding energy spectrum (XPS spectrum) of the is shell of a nitrogen atom in a 

photocatalytic material of Embodiment 10. 

Fig. 17 shows the constitution of an ultra fine grain film producing equipment in an Embodiment 13 according to 
the present invention. 

Fig. 18 shows the light reflection spectra in an Embodiment 16 according to the present invention. 
is Fig. 19 is a view showing the photocatalytic activity under fluorescent light of a photocatalytic material according 

to Embodiment 1 of the present invention. 

Best Mode for Carrying out the Invention 

20 [0055] In the following, preferred embodiments of the present invention will be described with reference to the draw- 
ings 

Corstilution of the Photocatalytic Material 
25 Embociment 1 

[0056] Fig. 1 shows the constitution of an Embodiment 1 according to the present invention. In this Embodiment 1 , 
a T.-O-N film 12 of the photocatalytic material is formed on a Si0 2 substrate 10. The structure of this Ti-O-N film 12 is 
such that nitrogen atoms substitute some of the oxygen sites in the titanium oxide crystals. A structure obtained by 

30 doping nitrogen atoms at the interstitial sites of lattices of a titanium oxide crystal or a combination of both may also 
be employed. The composition ratio of each element in Ti-O-N film 12 is, for example, Ti 31 0 67 N 2 . Thus, Ti-O-N film is 
basically a titanium oxide crystal and has the constitution of containing Nina titanium oxide film. In addition, rutile and 
anatase. for example anatase + rutlle, may be employed as the crystalline phase of a titanium oxide crystal. 
[0057] Fig. 2(a) shows rutile type titanium oxide crystals and Fig. 2 (b) shows the crystalline unit lattices of anatase 

35 type titanium oxide. In these figures, small and large O symbols are used to show Ti and O, respectively. Ti-O-N is 
formed by substitution of N for a part of this O or by entrance of N into a space within crystal lattices or grain boundaries 
of titanium oxide crystals. 

[0058] An example manufacturing process for producing such photocatalytic materials will be described. In this ex- 
ample, 71-O-N film 12 is formed by RF magnetron sputtering. 
40 [0059] Si0 2 substrate 10 and a titanium oxide target are set in a vacuum chamber of a RF magnetron sputtering 
device Then, appropriate amounts of N 2 gas and inert gas (for example, Ar gas) are introduced into the vacuum 
chamber to conduct sputtering in (N 2 + Ar) plasma. Ti-O-N film 12 is accumulated on a Si0 2 substrate 10. As the 
substrate 10, various materials, such as ceramic, can be utilized. 

[0060] During sputtering, the whole gas pressure may be set at, for example, 0.52Pa and N 2 partial pressure in the 
45 range of 0%<N 2 partial pressured 1 00%, but the suitable ratios range from about 20 to 60%. 

[0061] After the depositing of the TVO-N film 12 by sputtering, heat treatment (annealing) is performed for crystalli- 
zation. For example, crystallization may be conducted by heat treating in a nitrogen atmosphere at 550°C for about 
two hours. That is, although simple film deposition yields an amorphous structure containing polycrystals, through heat 
treatment it is possible to obtain poly- and single- crystallization and further to give titanium and nitrogen having chemical 
50 bonds. Moreover, although the post-heat-treating may be eliminated by forming Ti-O-N film 12 while heating the Si0 2 
substrate 10, the resulting photocatalytic performance is inferior to that which results when annealing is performed 
after deposition of the film. 

[0062] Moreover, nitrogen content of the Ti-O-N film was 6.6 at % before heat treatment and 1.4 at % after heat 
treatment for film deposition by N 2 partial pressure 20%, and 1 2.7 at % before heat treatment arid 0.5 at % after heat 
55 treatment for film deposition in N 2 partial pressure 1 00%. In addition, in case of f ilmdeposition in N 2 partial pressures 
of 40% and 60%, nitrogen content in Ti-O-N film after heat treatment was 1 .4 at % and 1 .5 at %, respectively. 
[0063] All these Ti-O-N films exhibited photocatalytic activity. It was found that nitrogen suitable content of Ti-O-X 
film was 0<X<13 when the ratio in atomic percent was taken as X%. Moreover, as a photocatalytic activity of Ti-O-N 
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film that after heat treatment is superior and as the nitrogen concentration after heat treatment, several percent or 

pSL of A^onilg N 2 , the fi.m may he deposed in plasma containing 0 2 gas with TIN (tttan.um nttnde) target. 
Further as a target, titanium oxide + TIN may also be used. 

r00651 Further T-O-N film 12 may also be deposited by vacuum evaporation in (N 2 + O a ) gas with Ti ingot 
m066 Moreover although in the above example, T.-O-N as a photocatalytic materia, in the form of a thin Mm was 
deschUd " O-N can not only be appiied in a thin fi.m, but can also be included inbinder matenals for pa.nt.ng such 
as sil^a alumina, fluororesin, those containing nitrogen, and compound complexes thereof ,n wh,ch 
bLed J'-O-N is mixed and in silica, alumina, fluororesin orthose containing nitrogen, or f^?*"^?*"™ 
used as interna, base materials, on the whole surface or a part of the externa, surface s.de of wh.ch T.-O-N ,s .formed 
raOGTl Furthermore, it is possible for Ti-O-N to be prepared by various methods of preparing fine gra.n a so gel 
meSd, « Tm chemical reaction method wtth the above manufacturing process as a base. Specific examp.es w... be 

fooeir The Ti-O-N photocatalytic materia, obtained in this way exhibits a photocatalytic activity by incidence of visible 
Itaht That fcf the Ti-O-N photocatalytic materia, exhibits a photocatalytic activity when irradiated w.th v.s.b.e l.ght as 
llTaru^t Ight. resutting in improvement in a hydrophi.ic property (decrease in the contact ang.e °f wmeO and 
The iilitytodecompose organic substances. Hence, not onty can Ti-O-N be used w.th v,s,b.e light as the operat ng 
igh btfateo as a result, there is notable improvement in the photocata^tic activity when the materia. « . madia ed 
with Hght fn the ultraviolet to visible region. In partcular, it is markedly superior to a titamum ox.de photocatalyst in the 
ability to decompose organic substances. 

Embodiment 2 

[00691 Fig. 3 shows the constitution of an Embodiment 2 according to the present invention. In Fig^3 (a), Ti-O-N film 
2 is formed on the Si0 2 substrate 10, and titanium oxide film 14 is formed thereon. Moreover although , n Fig .1 a 
twotayer iaminated structure is shown, the boundaries of both may become indistinct in the course of heattrea^ men 
or the like, resutting in the constitution that N gradually decreases toward the surface. That is. ™ T.-0 » N I torn of 
Gradient composition is formed in which the amount of N atom is less at positions nearer to the surface, and in which 
Lnium Side is exposed at the outmost surface, though it is also possible to maintain a distinct boundaiy between 

X ^r^™:T C :Zs^ n can be produced not only by heat treatment ^^^^S 
TlVO-N and tttanium ox.de films, but also by changing the gas composition in an atmosphere according to -the dep- 
osition state of the film. That is. it is possible to form titanium oxide on the surface s.de by gradua.ly decreasing the N 2 

" ^^^TcnS^^bNi Hght * absorbed in the Ti-O-N region (T.-O-N film 12) near the substrate 1 0 
to produce electrons and holes, which are supplied to titanium oxide (titanium oxide film 14). In this manner, a photo- 
catalytic activity is exhibited at the surface of the titanium oxide film 14. . . , IiimH 

morn Hence, in the titanium oxide fi.m. simi.ar to the conventional example, a photocata.yUc activity ,s produced 
usinq visible light as operating light. Because the hydrophilic property (contact angle G) of Ti0 2 films ,s superior to that 
"r^O N improvement in hydrtphi.ic property by the Ti0 2 fi.m deposited onto the surface can ^ achieved using 
visible light as the operating light. That is. with the configuration of this embodiment, it is poss.b.e for hydmpMx: property 
to be exhibited by irradiation of only visible light and to improve the long-term hydroph.l.crty of the Ti0 2 film. 
[0073] Furthermore, it is suitable that the Ti-O/ T-O-N photocatalyst of gradient composition as shown i in £0-3MM. 
be in the form of a grain having Ti-O-N part 22 on the inside and T.O a part 24 on the outs.de. It is suitable that such a 
photo^in tne'Z of a grain is mixed in a binder for paints such as silica, alumina, f luorores.n. those containing 
nitrogen, or complex oxides of them and is utilized like paint. 

Embodiment 3 

[0074] Figs. 4(a) and 4(b) show the constitution of an Embodiment 3 of the present invention .The inside of the 
photocatalytic substance of this Embodiment is titanium oxide TiQ 2 and the outmost surface s.de of £e ^outode te Ti- 
O-N Tnaddttion. Ti-O-N layer at this time may coverthe entire outmost surface or form only a part of ^the surface Such 
institution is mainly realized when nitride treatment is performed from the surface side by after treatment such as 
55 heat treatment and plasma treatment using titanium oxide powder and film as a starting matenal. 



10 



15 



20 



25 



30 



40 



45 



50 



8 



EP 1 205 244 A1 



Embodiment 4 

[00751 Fig 5 (a) 5 (b), and 5 (c) show the constitution of an Embodiment 4 of the present invention. When the Ti- 
O-N photocatalyst of the present invention is employed by mixing into an organic fiber and plastic, a problem occurs 

5 that the above-described organic fiber and plastic is decomposed by its direct contact with the Ti-O-N photocatalyst. 
In Embodiment 4, to solve this problem, ceramic with a lower catalytic activity is carried on the surface of the 71-O-N 
photocatalyst in an island, needle, or mesh form. Figs. 5(a), 5(b), and 5(c) respectively illustrate island, mesh, and 
needle configurations. By arranging ceramic with a low activity on the surface in this manner, rt is possible to control 
the decomposition of an organic fiber and plastic through the ceramic material with which it is in contact. Ceramics 

10 include alumina, silica, zirconia, magnecia, calcia, calcium phosphate, amorphous titanium oxide, fluororesm, and their 
nitrogen or compound complexes. 

Device for Manufacturing Photocatalyst 

15 [0076] From the results showing the features of the structure described in the above Embodiments 1 to 4, it is also 
necessary to devise a manufacturing process of the photocatalysts of the present invention. That is, it is necessary to 
select such a condition that nitrogen atoms tend to have a negative valency. This can be accomplished, for example, 
through use of: 

20 1 . a reducing atmosphere, and 

2. avacuum vessel to recombine and reconstitute nitrogen containing titanium oxide after separating Ti, O, and N 
atoms, from which a materials is formed, by ion beam and plasma irradiation. 

[0077] In the manufacturing processes of the present invention, from these standpoints, manufacturing processes 
25 of nitrogen doped titanium oxide presenting a high photocatalytic activity also in the visible light region will be described. 
[0078] Moreover, the crystalline structure prepared in the present invention which is a basis of nitrogen doped titanium 
oxide may be any of anatase, rutile, and brookite. 

[0079] Specific example manufacturing processes will be described in the following Embodiments 7 to 14. 
30 Example Photocatalysts 

[0080] In the following, real characteristics of example visible light operation type photocatalysts of the present in- 
vention will be described. 

35 Example 1 

[0081] In this example, a Ti-O-N film corresponding to the above Embodiment 1 was employed. Using an RF mag- 
netron sputtering device, Ti-O-N film was formed on a substrate by sputtering a titanium oxide target in (N 2 + Ar) 
plasma. The substrate was Si0 2 . The whole gas pressure during sputtering was 0.52Pa and N2 partial pressure varied 

40 between 0 and 1 00%. The deposition rate was 3 to 8 nm/min. After depositing, the Ti-O-N film was crystallized by heat 
treating in a nitrogen atmosphere at 550°C for two hours. The crystalline phase in the Tl-O-N film was anatase + rutile, 
and TiN was not observed, in addition, the composition ratio after heat treating of a film sputtered in 40% N2 + Ar was 
found to be Ti 31 O e7 N 2 by XPS (X-ray electron spectroscopy) analysis. The peak of the N1 s shell spectrum of nitrogen 
was observed near 397eV and near 400eV and it was also confirmed that there is a Ti-N bond in the Ti-O-N phase. 

45 [0082] In order to examine optical characteristics of this Ti-O-N film, the wavelength dependency of absorbance was 
measured. The results are shown in Fig. 9. A comparison between anatase + rutile Ti0 2 (Ti-O) film and Ti-O-N film 
with the same grain diameter D to 15 nm reveals that the Ti-O-N film can absorb light with a longer wavelength than 
the Ti-O. Ti-O-N film also considerably absorbs light with a wavelength of about 400nm. It was found from this that the 
Ti-O-N film is a semiconductor which absorbs visible light to produce electrons and holes. 

so [0083] To examine the photocatalytic activity of this Ti-O-N film when irradiatedwith only visible light, the light irradi- 
ation dependency of the contact angle 0 of water at the surface was determined. 

[0084] Fig 1 0 shows the contact angle 6 of water at the film surface when the Ti-O-N film, which was prepared by 
varying N 2 partial pressure between 0 and 100% and was heat treated at 550°C, is irradiated by a Xe lamp for one 
hour (the symbol in the figure is Q. For pure titanium oxide (N 2 partial pressure is 0%), the hydrophilic property of the 
55 contact angle e <10° develops by a photocatalytic action with ultraviolet light with a wavelength of 200 nm or longer. 
On the other hand, the e of Ti-O-N film prepared in the presence of N 2 increases with increasing N 2 partial pressure 
on sputtering due to the effect of N. These optimum 6 values are the essential values for each Ti-O-N film composition. 
[0085] In Fig. 10, the characteristics when these Ti-O-N films were irradiated for one hour with only visible light 
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(wavelength k >400nm) is indicated with the symbol O. Here, the ultraviolet light region cons.st.ng of ght with wave, 
enmhs less th^400nm was optically filtered. As a result, the 6 values of a film prepared in N2 partal pressure 20 to 
SS^T^Seed to approximately optimum values when irradiatedwith only visible light. On the other hand, m 
a pjre «m oxide fi,m, theva.ue for 6 is considerably large when the film is irradiated with on.y v.s.ble ..ght. In can 
be seen thatT.-O-N film exhibits a photocatalytlc action when irradiated with visible light. 

Example 2 

[0086] In Embodiment 1 , because the contact angle at the surface of Ti-O-N film becomes small when .irradiated 
lith only visible light, it was clarified that Ti-O-N is a phtocatalyst which is operated even when .radiated win only 
"sible light However when, for the contact ang.e of this film, only the absolute value of the contact ang£ ,s compa ed 
m the standpoint of application utilizing a hydrophi.ic property such as a mirror and a window, the T.-O-N film of the 
present invention is inferior to a titanium oxide film. In this Example 2. a photocatalyst having a laminate type film 
constitution of T.-O-N film corresponding to the above Embodiment 2 was compared with a titanium ox.de film 
roo87] The constitution of Embodiment 2 is as shown in Fig. 3 (a) . The photocatalyst of the present example was 
formed in such a way that first a T.-O-N film 12 of 2200A and then a titanium oxide film of 1 000A were deposited on a 
Si02 substrate and then heat treatment was performed in an oxygen atmosphere at 550'C for 90 minutes. Through 
this process was formed a Ti-O/Ti-O-N film of gradient composition in which the concentrat.cn of N atom is less nearer 
o The film surface and in which titanium oxide is exposed at the outmost surface. XPS examination of the *stnbut,on 
of nitrogen atoms for every 50A in the depth direction of the film revealed no nitrogen atoms present Wtoactaph o 
50A from the outmost surface and that the atomic % ratio of nitrogen progress.vely rose at deeper levels The ratio o 
nSmge Tin atomic % immediately before Si of the substrate begins to be observed is 2.9%. In add.tion the peaks of 
,Tni s sheTspectrum of nitrogen at a deeper place than 1 00A were observed both at 397eV and at 400eV and it was 
hIsc confirmed that a Ti-N bond is present in a Ti-O-N phase, ( . ... .. M ... 

XSnSTl 1 shows a measurement example of the contact angle 6 of water. Under irrad,at,on of visible hgh .wrth 
I , wavelength of 400nm or longer, no reduction in the contact angle in the titanium ox.de f.lm was observed On the 
otn^Thand lor Ti-O/ Ti-O-N film of gradient composition, the contact ang.e was reduced even when , .rrad.ated with 
S ifght with a 400nm or longer wavelength, and shows a smaller value than that of a titanium ox.de f.lm. In addition. 
Zs cuSi »as maintained for a relatively long time. That is, after a contact angle 6 as small as that of a mum ox.de 
Mm waToma-ned under irradiation with a Xe lamp, photocata^ticreactiontothevisiblelightcomponen of a fluorescent 
l,aht was maintained even when the catalyst was allowed to stand on a table under fluorescent light for seven days 
No great deterioration of the contact angle of water, like a titanium oxide film, was observed 

[00891 Moreover, from the results of Example 2. It was confirmed that there are also equal characteristtes when the 
lotal film thickness is 1 600 and 2500A and in addition, the similar effects are also shown when a sharp interface .nstead 
of gradient composition is formed with the composition varying in successive steps. 

[0090] Furthermore, with a photocatalyst according to Embodiment 2, because ultraviolet and visible light are ab- 
sorbed, in addition exhibiting a hydrophilic property, additional functions such as ^ W * a * 
substances such as dioxin and nitrogen oxides are obtained. While these funct.ons can also be obtained using a 
titanium oxide, with the present invention additional functions are realized with a higher efficiency than obtained through 
use of a titanium oxide film. 

Example 3 

[0091] Example3comparesthe P erfom,anceofdecomposingorganicsubstencesatthefilm 

and 2 Fig 1 2 shows the amount of decomposition of organic substances applied to the surface of each catalytic f.lm 
when irradiated with light. For comparison, the results of a commercial titanium oxide photocatalyfic film with equal 
Wm Zm Prepared by a sol gel method are collectively shown. The light source was a Xe .amp. the .rradiat.on 
wavelength region was adjusted with a sharp cut filter, and further a heat absorbing filter was used o prevent a nse 
in the temperature of a sample. The power of irradiated light was about 1 SmW/cn^ in the ultraviolet light region. 
[0092] When irradiatedwith only visible light with a wavelength X>400nm. the performance for <*™<V°W«V^ 
substances for the Ti-O-N films prepared according to Embodiments 1 and 2 are both superior to that i obeyed for the 
titanium oxide film, the decomposition rate for the gradient composition film was especially marked y supenor ^out 
four times that for the titanium oxide film. In addition, when irradiated with uttravio et-v,s.b.e J^^J tie 
performance of decomposing organic substances for the Ti-O-N film in Embod.ment 1 ,s very great compared w^h he 
Sum oxide film. The decomposition rate of organic substances for the T-O-N film prepared at N 2 partial pressure 
40^1 rat least over four times that of the titanium oxide film (N 2 partial pressure 0%) . It can be understood from these 
results that the Ti-O-N film of the present invention exhibits the most superior performance for decomposing organic 
substances among photocatatytic actions. 
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[0093] Moreover, the results showed that a sputtering film prepared in 40% N 2 -Ar has a decomposing rate four times 
that of a commercial oxide film when irradiated with visible light with X > 400nm, and eight times under light with X > 
200nm higher than a commercial titanium oxide film, even under an intensity of SmW/cm*. which is approximate to 
that at the time of a clear summer day in a temperate climate. 

Example 4 

[0094] Example 4 was prepared by nitriding a titanium oxide powder as an initial material. A commercial rutile type 
titanium oxide powder (Ishihara Sangyo Kaisha, Ltd., TTO-55 (N)) treated in a mixed gas of ammonia and argon at 
600°C for three hours was used. The photocatalytic performance was evaluated by the change of absorbance of an 
aqueous methylene blue solution at X=670nm after irradiation with visible light for 1 0 hours. The light source used was 
a 1 0W fluorescent tube (Matsushita Electric Works, Ltd., FL1 ON) to which was attached an ultraviolet cut fitter (Fujifilm, 
SC42) such that visible light with X approximately i= 400nm was irradiated. Ultraviolet intensity was 0.0^W/cm 2 as 
measured using Topcon light-intensity meters UVR-2 and UD-36). In addition, when measuring photocataiysts, the 
photodecomposition of methylene blue in the absence of the photocataiysts and the adsorption in the dark or the effects 
of absorbance changes due to photoadsorption were removed. 

[0095] The spectrum of N1 s shell due to XPS was analyzed using Mg-K a and X-ray. The horizontal axes of Fig. 13 
(a), Fig. 13(b), and Fig. 13(c) show the composition ratio of N in which a peak is seen near 397eV and which has a 
Ti-N bond, that of N which has a peak near 400eV, and the proportion of N having a Ti-N bond among the whole 
composition ratio of N in photocatalyst powders, respectively. From Fig. 13(a) and Fig. 13(c) it can be seen that pho- 
tocatalytic performance under visible light irradiation improved with increasing N having a Ti-N bond. On the other 
hand, N having no Ti-N bond in Fig. 13(b) had no effects on photocatalytic performance under visible light irradiation. 
N in this Fig. 1 3 (b). as described above, is considered to be nitrogen atoms mainly forming an organic compound and 
a nitro group. It is found from these results that forming N having a Ti-N bond in Ti-O-N in which a peak is observed 
near 397eV is necessary for visible light operation of a photocatalyst. 

[0096] Similar effects were also obtained when anatase type titanium oxide (Ishihara Sangyo Kaisha, Ltd., ST-01) 
was used as an initial material. Similar effects were again obtained when performing similar treatment using an amor- 
phous titanium oxide powder. In such a configuration, there is also an effect that the state of N atoms is easier to control 
than when anatase and rutile crystalline powders are used as an initial material. 

[0097] Furthermore, similar effects were also obtained when a titanium oxide powder was treated in plasma contain- 
ing nitrogen atoms at a higher temperature than room temperature. Photocatalytic performance was found to be inferior 
in substances plasma treated at room temperature. 

Example 5 

[0098] From Example 4 it could be seen that the photocatalytic substance of the present invention can be realized 
by post-treating a titanium oxide powder. However, when a titanium oxide powder with large grain diameter or a thick 
f.lm of titanium oxide is nitrided after production, the inside of the photocatalytic substance may be a titanium oxide 
and the outermost surface side of the outside maybe Tl-O-N, depending on treatment conditions. 
[0099] By mixing colloidal silica and additives in a commercial titanium oxide powder (Ishihara Sangyo Kaisha, Ltd., 
ST-01), a simple coating solution was prepared. The solution was applied to a glass substrate form and dried, and 
then the substrate was subjected to heat treatment in air at 150°C for 30 minutes. Cross section observation by SEM 
(scanning electron microscope) showed that the film thickness was 500nm. Subsequently, this film was heat treated 
in a flow of ammonia gas 75sccm and argon gas 100sccm at 550°C for 30 minutes . As a result of this treatment, the 
whitish transparent film was changed into a yellowish transparent film. Structural analysis by X-ray diffraction and depth 
direction analysis by XPS of this revealed that it has Ti-O-N and Si-O-N at the film surface, titanium oxide and silicon 
oxide near the glass substrate, and gradient composition, with the nitrogen composition ratio decreasing from the 
outermost surface through the inside of the film. The photocatalytic characteristics of this film was evaluated. After the 
light transmission characteristics of the film were determined in the wavelength range of 400 to 750nm, the film was 
immersed in an aqueous 500nM methylene blue solution for 15 minutes and then dried in a dark location. After the 
hght transmission characteristics were again determined, visible light from a 1 0W fluorescent tube (Matsushita Electric 
Works, Ltd., FL10N) to which an ultraviolet cut filter (Fujifilm, SC42) was attached was irradiated for 18 hours. The 
methylene blue (MB) decomposition rates after irradiation for 18 hours obtained by determining the light transmission 
characteristics were 8% for a titanium oxide coating film and 46% forTi-O-N film of gradient composition. 
[0100] Similar experiments were performed using a powder. An anatase titanium oxide powder (Furukawa Co., Ltd., 
FA-55W) with an average primary grain diameter of 0.1 18^m was heat treated in a gas flow of ammonia gas 400sccm 
and argon gas 200sccm at 550°C for 30 minutes. As a result of this treatment, the white powder was converted into a 
yellowish powder. In a grain with a large grain diameter partially nitrided by treatment in this manner, as shown in Fig. 
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4 (a) the inside of the grain was titanium oxide containing no nitrogen, the outermost surface side was Ti-O-N, and 
the nitrogen composition ratio continuously varied along the diameter of the grain. Using this powder, the characteristics 
of decomposition by visible light for an aqueous methylene blue solution were determined. To about 5cc of an aqueous 
10uM methylene blue solution in a test tube, about 0.05g of a titanium oxide powder or a Ti-O-N powder was added 
and this mixture was irradiated with visible light while being stirred. The light source used was a 1 0W fluorescent tube 
(Matsushita Electric Works, Ltd., FL10N) to the circumference of which an ultraviolet cut filter (Fujifilm, SC42) was 
attached and visible light with a X approximately ^ 400nm was used. The distance to the light source was 1 cm. 
Ultraviolet intensity was O.OnW/cm* (the light-intensity meter made by TOPCON CORPORATION, UVR-2 and UD-36 
were used) After irradiation for 72 hours, the solution containing the titanium oxide powder was slightly decolored, 
whereas the solution containing the Tl-O-N powder was decolored to be approximately colorless and transparent. 
[0101] Tl-O-N phase formed by the treatment in this embodiment may cover the whole outmost surface of a gram, 
or may be formed on only a portion of the surface. 



Example 6 

[0102] When the Ti-O-N photocatalyst of the present invention is mixed into an organic fiber and plastic, a problem 
occurs in that the organic fiber and plastic is decomposed by its direct contact with T.-O-N photocatalyst. To solve this 
problem it was found effective that ceramic with a lower catalytic activity be carried on the surface of the Ti-O-N 
photocatalyst. However, when the entire surface of the Tl-O-N is covered with ceramic, photocatalytic effects are de- 
graded because direct contact of Ti-O-N with substances to be oxidized or reduced photocatalytically is prevented. To 
avoid this, the present invention can be configured such that ceramic is carried in island, needle, or mesh forms as 
shown in Fig. 5(a), 5(b), and 5(c) . 
[0103] Example preparation of such a structure will next be described. First, a case using a hydrolysis method of 
metal alkoxide will be described. In hydrophobic organic solvents such as aromatic hydrocarbons such as benzene, 
toluene and xylene or petroleum fraction such as kerosine and hexane to which alcohol such as methanol, ethanol, 
n-propanol, isopropanol, and n-butanol are added, Ti-O-N particles on the surface of which water is adsorbed are 
dispersed hydrophobic organic solvents in which metal alkoxides such as alumina, silica, zirconia, magnecia, calcium, 
titanium are dissolved are added, and local hydrolysis of metal alkoxides is allowed to occur on said particle surface. 
Thereafter, by drying or sintering as necessary, ceramic with a lower catalytic activity than Ti-O-N may be formed in 
30 island, needle, or mesh shapes. 

[01 04] Alternatively, oxides of alumina, silica, zirconia, magnecia, calcium, and titanium or those containing nitrogen 
may be carried in island, needle, or mesh forms on Ti-O-N powder and film or aT.-O-N coated substrate by the methods 
such as sputtering, vacuum evaporating, ionplatlng, and CVD. 

[0105] Moreover, oxide ceramic of alumina, silica, zirconia, magnecia, calcium, and titanium and fluororesin may be 
35 carried in island needle, or mesh forms on the titanium oxide surface by the above hydrolysis of alkoxide, sputtering, 
vacuum evaporating, ionplating, and CVD methods, and then by heat treatment and plasma treatment earned out in 
an atmosphere containing ammonia or nitrogen gases, nitrogen containing ceramic with a lower activity may be formed 
in island, needle, or mesh forms on the Ti-O-N surface. 

[0106] In the resulting photocatalytic grain, ceramic with a lower activity as a photocatalyst is attached to the surface 
40 of a titania grain in island, needle, or mesh form. Thus, when employed with mixing into an organic fiber and plastic, 
it is the ceramic with a lower activity that comes in contact with the organic fiber and plastic. Then, it is possible to 
adsorb pollutants in the air, such as odious substances and NOx, and in the water, such as organc solvents and 
agricultural chemicals, without decomposing the fiber and plastic themselves, and to perform continuous decomposition 
and removal under irradiation of not just ultraviolet light, but also under visible light with a wavelength up to about 500nm. 



Manufacturing Process 

[0107] In the following, embodiments of various manufacturing processes for producing the photocatalysts of the 
present invention will be described. 

Example 7 

[0108] In this embodiment, an example of manufacturing a photocatalytic article is shown in which a Ti-O-N thin film 
photocatalytic thin film is prepared on a quartz substrate by sputtering. 

[0109] A quartz substrate and a titanium oxide target are set in a vacuum chamber of a sputtering device. Then, a 
predetermined amount of nitrogen and argon gases (for example, Ar gas, Ne gas) is introduced into the vacuum cham- 
ber and sputtering is conducted in this mixed gas plasma. As a result, a Ti-O-N film with a thickness of 10^m or less 
is deposited on the quartz substrate. 
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[0110] The final vacuum before a sputtering gas was introduced was 2x10' 5 Pa (1.5xlO" 7 Torr). This value is an 
important factor when preparing the photocatalysts of the present invention in a vacuum. Comparison of visible light 
operation performance after depositing film at the back pressures of 9 x 1 0* 5 Pa and 4x 1 0^Pa revealed that the lower 
the background vacuum pressure, the greater the decrease in the Tl-N binding amount and in the activity under visible 
5 light. 

[0111] During sputtering, the whole pressure maybe set at, for example, 0.52Pa and nitrogen partial pressure may 
be set in the range of 0%<N 2 partial pressure ^100%. but the range of 20 to 60% is preferable. In addition, after 
depositing Ti-O-N film 12 by sputtering, heat treatment (annealing) is performed for crystallization. For example, crys- 
tallization can be conducted by heat treatment in a nitrogen atmosphere at 550°C for about two hours. That is, although 
10 simple film deposition yields an amorphous structure containing polycrystals, it is possible to use heat treatment to 
attempt poly- and single- crystallization. In addition, although heat treatment after depositing film may also be omitted 
by forming Ti-O-N film with heating the quartz substrate, performance of the final film is inferior compared to films which 
are annealed after depositing 

[01 1 2] By forming Ti-O-N film by the above method, Ti-O-N photocatalytic film can be formed by substituting nitrogen 

15 atom N for some of the oxygen sites of titanium oxide crystals. 

[0113] In an experimental example, the nitrogen content in atomic percent in Ti-O-N film was 6.6% before heat 
treatment and 1 .4% after heat treatment for film deposition by N 2 partial pressure 20% and 12.7% before heat treatment 
and 0.5% after heat treatment for film deposition by N 2 partial pressure 100%. In addition, for film deposition by N 2 
partial pressure 40% and 60%, nitrogen contents after heat treatment were 1 .4% and 1 .5%, respectively. 

20 [01 14] Here, the state of nitrogen atom forming Ti-O-N photocatalysts manufactured by the method of this embodi- 
ment will be described in comparison with conventional titanium oxide powders. In the determination by X-ray diffraction, 
diffraction lines of anatase and rutile type titanium oxides were observed, but no diffraction lines derived from titanium 
nitride (TiN and Ti 2 N) were observed. In addition, judging the chemical bonding state of nitrogen atoms from the de- 
termination results of the 1s shell of nitrogen N by XPS (X-ray Photoemission Spectroscopy) using a Mg-Ka X-ray, as 

25 shown in Fig. 6. nitrogen atoms in Ti-O-N of this embodiment show a peak derived from Tl-N bonding near 396 to 
397eV. It can be understood from these results that nitrogen atoms are substituted for oxygen atoms of titanium oxide. 
[0115] As described above, the two determination results of X-ray diffraction and XPS of the Tt-O-N photocatalysts 
of the present invention demonstrated that in Ti-O-N having anatase + rutile crystalline structure there is chemical 
bonding between Ti and N atoms. 

30 [0116] As can be found in a powder and a film which are marketed as titanium oxide for photocatalysts, nitrogen 
atoms may generally be incorporated during a manufacturing process, but, as shown in Fig. 6, the peak of these 
nitrogen atoms appears near 400eV. In other words, because nitrogen atoms incorporated in conventional titanium 
oxides form an organic compound and a nitro group, no Tl-N bonds are observed. Thus, the chemical properties of N 
in these substances, whether incorporated during the manufacturing process or modified on the surface by post-treat- 

35 ment, differ from those of the present invention. 

[0117] Moreover, forTi 33 9 0 64 7 N 14 with a film thickness 1 60nm produced according to Embodiment 7, the determi- 
nation results of a photocatalytic activity are marked in O in Fig. 1 4(b). This determination was conducted by determining 
the methylene blue decomposition rate from light transmission by substituting a visible light source with a wavelength 
X ^ 410nm having spectra shown in Fig. 14(a) for a light source of a photocatalytic checker (manufactured by 

40 SINKU-RIKO INC.). 

[01 1 8] It is found that for the sputtering method according to Embodiment 7, the photocatalytic activity at a wavelength 
X ^ 410nm is markedly improved as compared to anatase type titanium oxide (expressed as a black rhombus in Fig. 
14(b)) manufactured by the same method. 

[0119] A photocatalytic function was exhibited in all Ti-O-N films manufactured at nitrogen gas partial pressure of 
45 20, 40, 60. and 1 00%. For example, in a film of a composition ratio T^O^Ns,, similar photocatalytic activity was shown. 
Therefore, it was found that the nitrogen content of Ti-O-N film may be 0<X<13 if its content in atomic % is X%. In 
addition, as the photocatalytic function of Tl-O-N film, that after heat treatment is superior and, as the nitrogen con- 
centration after heat treatment, 5% or less is preferable. 

[0120] Effects of ammonium salt observed by XPS at the outermost surface of the sample described above will next 
50 be described. In the embodiment in Fig. 6, a peak derived from a Ti-N bond is observed near 397eV. In the visible light 

operation type photocatalysts of the present invention, a comparison between presence and absence of peak near 

402eV indicates that an activity is higher in the presence . This peak is considered to be that derived from ammonium 

salt and differs in bond energy from that derived from a nitro group (-N0 2 ) in conventional art. 

[0121] Although Ti-O-N film was deposited above using a titanium oxide target in plasma of argon gas containing 
55 nitrogen gas, a titanium nitride target may be deposited in plasma of gas containing oxygen. In addition, as a target, 

titanium oxide and titanium nitride may be used, and a mixture target of titanium oxide and titanium nitride can also be 

used. 

[0122] Moreover, as a substrate, in addition to those described above, various substances such as glass, ceramic, 



13 



EP 1 205 244 A1 



metal, and organic substances such as activated carbon, a plate of materials such as silica, alumina, and fluororesin, 
and a porous body of honeycomb structure can be utilized. 

Example 8 

5 

[0123] Titanium oxide (III) (Ti 2 0 3 ) is evaporated on a glass substrate by electron beam evaporation. Then, nitrogen 
gas is introduced into a vacuum chamber so that the whole pressure is 0.0266Pa (0.2mTorr). By heat treating a man- 
ufactured film in a 100% nitrogen gas atmosphere at 500°C for two hours, Ti-O-N film of anatase + rutile structure is 
manufactured. XPS analysis of this film confirmed a bond between Ti and N atoms and the results of X-ray diffraction 
w demonstrated neither TiN nor Ti 2 N crystals. TiO-N photocatalysts formed have either one or a combination of nitrogen 
atoms substituted for some oxygen sites of titanium oxide crystals, doped at interstitial sites of lattices of a titanium 
oxide crystal, and doped to grain boundaries of titanium oxide. 

[0124] Furthermore, evaporating materials may be not only titanium oxide (III) as described above, but also titanium 
oxide and metal titanium of different composition ratios. In addition, as a substrate, in addition to that described above, 
15 various substances such as glass, ceramic : metal, and organic substances such as activated carbon, a plate of ma- 
terials such as silica and a porous body of honeycomb structure can be utilized. 

[0125] Moreover, the atmosphere at evaporation may be a mixed atmosphere of nitrogen and oxygen gases. In such 
a case, because the higher the oxygen gas partial pressure, the more difficult for nitrogen atoms to enter a film, the 
nitrogen composition ratio in the film becomes lower. Therefore, heat treatment with ammonia gas is effective. Treat- 

20 ment temperature at that time may be in the temperature range between 400 and 700°C. Treatment at temperatures 
exceeding this range is undesirable because titanium nitride is formed. In addition, Ti-ON photocatalytic film with high 
adhesion to a base material may be formed by using the ion plating method in which a plasma state is made in a 
vacuum atmosphere at evaporation and in which evaporated grains are ionized and activated as excited grains, the 
arc ion plating method, and electron beam excited plasma. In addition, also by the cluster ion beam method, it can be 

25 manufactured by selecting a condition. 

[0126] Moreover, by depositing in an oxygen atmosphere, a titanium oxide film is formed. When this is heat treated 
in an atmosphere containing ammonia gas or both nitrogen and hydrogen in the temperature range from 400 to 700°C 
a Ti-O-N photocatalyst is produced. 

30 Example 9 

[0127] In this embodiment, an example of manufacturing by a sol gel method using alkoxide will be described. A 
titania sol is prepared by suspending titanium oxide of an ultra fine grain in water and by hydrolyzing alkoxide of titanium 
obtained by the reaction of alcohol with titanium tetrachloride and metal titanium. Then, addition of alcohol amines 
35 such as monoethanolamine and diethanolamine, triethanolamine, N-methyldiethanolamine, N-ethyl diethanolamine, 
N, N-dimethyldiaminoethanol, and diisopropanolamine, and glycols such as diethylglycol produces a uniform trans- 
parent titania sol. 

[0128] Ti-O-N photocatalytic film exhibiting a photocatalytic activity not only under irradiation of ultraviolet light, but 
also under visible light can be manufactured by coating these titania sols by dropping, application, and spray methods 
40 and by heat treating in an atmosphere containing ammonia or nitrogen. Preferable treatment temperatures are in the 
range from 300 to 800°C. and more preferably between 450 and 700°C. 

Example 10 

•*5 [01 29] In this embodiment, a method of coating the surface of a carrier with Ti-O-N by treating in a gas will be shown . 
By immersing a honeycomb structure body in a solution in which a titanium oxide grain is dispersed and suspended, 
the surface of the structure body is coated with the above titanium oxide dispersion solution. By then heat treating the 
structure in an atmosphere containing ammonia gas or nitrogen at 550°C f the solution portion is evaporated, and Ti- 
O-N is formed on the surface of the honeycomb structure body. Heat treatment temperatures may be within a range 

50 between, for example, 450°C and 700°C. 

[0130] Moreover, in the case that a mixed gas of ammonia gas and an inert gas such as argon gas is used as a 
reaction gas, the temperature range for forming the Ti-O-N phase of the present invention without forming titanium 
nitride can be broadened, and reproducibility of manufacture can be improved. In addition, gas handling is simplified 
and made more convenient. Still further, by subjecting the structure to preliminary heat treatment before subsequent 

55 heat treatment in an atmosphere containing ammonia gas or nitrogen, adhesion of the honeycomb structure body to 
a photocatalytic grain is improved. 

[01 31] Fig. 1 5 shows the light transmission spectra for Ti-O-N in a film form manufactured on a glass plate by heat 
treating as described in a mixed gas (nitrogen + argon) atmosphere. Because visible light transmission decreases as 
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treatment time is lengthened from 30 to 60 minutes, it can be judged that visible light absorbing performance is improved 
by heat treatment in an ammonia atmosphere. 

[0132] Fig. 16 shows analysis results by XPS for tests performed on films prepared as described above. Peaks 
derived from a Ti-N bond are observed near 396 to 397eV. Because no diffraction line derived fromtitaniumnitride (TIN) 
5 crystals is observed inX-ray diffraction, it was found that a photocatalytic substance is formed In which nitrogen is 
contained in titanium oxide crystals by substituting nitrogen atoms for some of the oxygen sites of titanium oxide crystals 
with the treatment of this embodiment. 

[0133] Moreover, the composition ratio analyzed by XPS was Ti 34 0 65 N 1 in all treatment conditions. 
[0134] Here, a sol for coating the surface of the honeycomb structure body with Ti-O-N may be titanium alkoxide 
10 usually employed for forming a titaniafilm. A solution of titanium chloride and organic titanium compound may also be 
employed. In addition, an aqueous solution in which hydrochloric acid and ethanol are dissolved is mixed in a solution 
of titanium isopropoxide in ethanol. When this mixed solution is stirred at a temperature of 40 to 60°C, a sol is formed, 
which may be employed. 

[0135] Furthermore, Ti-O-N phtocatalyst may be formed using a glass fiber, zeolite, a FSM porous body, activated 
15 carbon, a fiber or the like instead of the honeycomb structure body. 

Example 11 

[0136] Titanium oxide grains with a grain diameter of about 1 0nm are set in a chamber, which is evacuated to below 
20 1 .33xl0* 3 Pa (1 x10* 5 Torr). Subsequently, nitrogen gas, for example 0.399Pa (3mTorr), is introduced into the chamber 
and high frequency plasma is produced with 200 W electric power. Ti-O-N photocatalyst can be manufactured by 
conducting this high frequency nitrogen plasma irradiation for 30 minutes. In addition, a gas producing plasma may 
not be limited to nitrogen gas and the use of a mixed gas nitrogen gas and an inert gas or that of nitrogen gas and 
hydrogen gas further improves the effect. The electric power employed during manufacture is not limited to a 200 W 
25 power, and would, in fact, normally vary according to device size. In addition, the above titanium oxide may be in the 
form of a film or fiber instead of a grain. Low temperature plasma such as ECR plasma or heat plasma of any nature 
may also be employed as the plasma, which can also be realized by techniques such as microwave plasma CVD. 
However, photocatalytic performance is inferior when plasma treatment is performed at room temperature. 

30 Example 12 

[0137] This embodiment illustrates a manufacturing example by ion-implantation. More specifically, using an ion 
implantation device, nitrogen ions are accelerated to energy between 30keV and 500keV and applied to titanium oxide. 
Here, it is desirable that most implanted nitrogen ions be distributed from the surface of titanium oxide to the depth of 
35 about 300A from the surface. As implantation energy, between 50keV and 400keV is preferable, and between 1 00 ke V 
and 200 keV is more preferable. 

[0138] The ion implantation device which may be employed is not uniquely limited. A commercial device employed 
for doping impurities in a semiconductor field may be used. However, a device in which implantation energy and amount 
can be set to desired values is preferable. 
40 [0139] It is desirable that implantation amounts of ions implanted in titanium oxide are between 1 x 1 0 14 and 1x1 0 19 
ions per 1cm 2 of irradiation area, with amounts between 1 X10 16 and 1 x10 17 being especially preferable. If the intro- 
duction amount of an ion is too little, the effect of exhibiting a photocatalytic activity by absorbing light in the visible 
light region is lowered. Conversely, if the introduction amount of an ion is too great, an activity can be undesirably 
reduced. 

45 [0140] It is desirable that Ti-O-N after ion implantation is treated by annealing. By performing annealing treatment, 
a photocatalytic activity is further improved. The method of annealing treatment is not specially limited. Generally, 
annealing is performed using an electric furnace in the air. The temperature of annealing treatment is usually 200°C 
or more and 700°C or less, preferably 300° C or more and 500° C or less. The time for annealing treatment is also not 
especially limited and can be selected as appropriate, with one to six hours being commonly chosen periods. 

50 

Example 13 

[0141] This embodiment illustrates an example of preparation of an ultra fine grain photocatalytist Ti-O-N film. A 
manufacturing device is shown in Fig. 1 7. This device comprises an ultra fine grain producing chamber 1 0, a differential 
55 exhaust chamber 12, and a film forming chamber 14, wherein the ultra fine grain producing chamber 10 is connected 
by a tube 1 6 to the differential exhaust chamber 1 2 and the differential exhaust chamber 1 2 is con nected by a tube 1 8 
having a valve 20 to the film forming chamber 14. In addition, a vacuum pump 22 is connected through each valve to 
the ultra fine grain producing chamber 10, the differential exhaust chamber 12, and the film forming chamber 14. 
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Further, the ultra fine grain producing chamber 1 0 is provided with a composite EC boat 24 in which resistance heating 
is possible and in addition, is so designed that helium gas and a nitrogen + oxygen mixed gas may be introduced into 
it. In addition, the film forming chamber 14 is provided with a depositing base 26. 

[0142] First, the ultra fine grain producing chamber 10, the differential exhaust chamber 12, and the film forming 
s chamber 14 are all evacuated to about lO^Pa (10- 6 Torr). Thereafter, He gas is introduced Into the ultra fine grain 
producing chamber 1 0 to the extent of 1 3.3kPa (1 00 Torr). Then, through a nitrogen gas exhaust nozzle within the ultra 
fine grain producing chamber 1 0, a predetermined flow of a nitrogen + oxygen mixed gas begins to flow. Subsequently, 
an electric current is applied to the composite EC boat 24 and is so controlled that metal titanium on the boat 24 reaches 
a predetermined evaporation temperature. Evaporated Ti reacts with oxygen as well as nitrogen to form TI-O-N. The 
w flow ratio of reaction gas at this time is nitrogen : oxygen = 99.99 : 0.01 to 90 : 10. 

[0143] When grains are being deposited, by opening the valve 20 for flow from the differential exhaust chamber 1 2 
to the film forming chamber 14, gas mixed with Ti-O-N grains is run into the ultra fine grain producing chamber 10 at 
a flow of He gas 200ml/min. In the film forming chamber 14, glass, ceramic, metal, and organic substances such as 
activated carbon, a plate of materials such as silica, and a porous body of honeycomb structure are mounted on the 
15 depositing base 26 and by moving this depositing base 26 at a predetermined rate : gas mixed with ultra fine grain is 
sprayed to form an ultra fine grain film. 

[0144] Moreover, although metal titanium is described as an evaporation material, titanium nitride and oxide may 
also be used for an evaporation material. 

[0145] Furthermore, the photocatalyst grains of the present invention can also be manufactured by other methods 
20 including physical techniques such as metallic vapor synthetic andfluidizedoilyvacuum evaporation methods, chemical 
methods in the liquid phase such as colloid and alkoxide methods, and chemical methods in the gaseous phase such 
as a heat decomposition method of organic metal compounds and a method of reducing titanium chloride, oxide and 
hydrous oxide, acid nitride, and nitride in gas containing ammonia or nitrogen. 

25 Example 14 

[0146] This embodiment shows a method of manufacturing a Ti-O-N photocalalytic powder with a large specific 
surface area using an emulsion combustion method. The manufacturing method of the present invention comprises 
spraying either one or both of emulsions in which substances containing titanium or both titanium and nitrogen atoms, 

30 or a suspension in which both substances containing titanium and those containing nitrogen atoms are suspended in 
a flammable liquid, or an emulsion in which a solution of the above substance is emulsified in a flammable liquid and 
heating said suspension or emulsion in an atmosphere of one or more of nitrogen and ammonia gas. 
[0147] These substances may be a metal, a metal salt, or the like, including chlorides and complex salts of titanium 
or the like. Thai is, substances containing titanium atom with which the above suspension and emulsion may be pre- 

35 pared may be used as a raw material regardless of their form. In addition, titanium alkoxide may be used. 

[01 48] Moreover, a suspension may be prepared by suspending substances containing titanium or both titanium and 
nitrogen atoms or both substances containing titanium and those containing nitrogen atoms in a flammable liquid. An 
emulsion may be prepared by emulsifying in a flammable liquid substances containing titanium or both titanium and 
nitrogen atoms or a solution of both substances containing titanium and those containing nitrogen atoms in a solvent. 

40 Thus, even substances which are not always soluble in a solvent can be used as a raw material for manufacturing a 
photocatalytic powder by suspension in a flammable liquid. 

[0149] Furthermore, for a suspension, as a form of a substance suspended in a flammable liquid, many forms, such 
as a grain form may be employed, but the finer the form, the finer will be the obtained powder. In addition, for an 
emulsion, as a solvent for dissolving substances containing titanium or both titanium and nitrogen atoms or both those 
45 containing titanium and those containing nitrogen atoms, water is desirable. 

[0150] Flammable liquids which may be used as a medium for suspension or emulsion include, alone or in combi- 
nation, kerosene, gasoline or the like. 

[0151] Because mixing is performed in a liquid state when preparing a suspension or an emulsion, said suspension 
or emulsion is homogenous and, bcecause no temperature distribution occurs because of this homogeneity when a 
so nitrogen oxide is manufactured and when a suspension or an emulsion is sprayed and heated, the homogeneity of 
composition is not impaired. 

[01 52] Moreover, when emulsifying in a flammable liquid substances containing titanium or both titanium and nitrogen 
atoms or a solution of substances containing titanium and substances containing nitrogen atoms, addition of an emul- 
sifier or stirring with a homomixer or the like is preferable. Emulsifiers containing no metal ion are preferable, and, in 
55 particular, non ionic surface active agents are preferable. 

[01 53] By employing an appropriate emulsif ier when preparing an emulsion , a suspension in which spherical particles 
with an approximately homogenous diameter are dispersed is obtained. The homogeneity of the diameter of this dis- 
persion particle is reflected in the grain diameter of the resulting photocatalytic powder. Because preparation of an 
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oxide crystal, doping nitrogen atoms to gram ^2^^^^^ only diffraction lines of titanium oxide 
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Claims 
1 



A ohotocatalytic materia, which exhibits a photocatalytic reaction when exposed to light with a wavelength in the 
Region of vSe Sght, said materia, comprising Ti-O-N in which nitrogen is present within Wanium ox,de crystal. 

2 The ohotocatalytic material according to claim 1. wherein a nitrogen atom is present within the titanium oxide 
r s ta t one of substituting a nitrogen atom for an oxygen site of titanium oxide crystal, doping , e i mfrogen 
^XS^ stte of lattices of titanium oxide crystal, or doping a nitrogen atom between gram boundanes 
of titanium oxide. 

3 The photocatalytic material according to claim 1 or 2. wherein there exists a chemical bond between the nitrogen 
atom present in the titanium oxide crystal and a titanium atom. 

4. The photocatalytic material according to any one of claims 1 to 3, wherein the nitrogen atom is substituted for an 
oxygen site of titanium oxide crystal. 

5 The photocatalytic material according to any one of claims 1 to 3. wherein the Ml. shell bond energy spectrum of 
the photocatalytic material exhibits at least one peak in the 400eV or less region when measured using X-ray 
photoemission spectroscopy. 

e The ohotocatalytic material according to any one of claims 1 to 3, wherein the N1 s shell bond energy spectrum of 
l£$2£wZm* exhibits !t least one peak in the region between 396eV and 398eV when measured 
using X-ray photoemission spectroscopy. 

7 The photocatalytic material according to any one of claims 1 to 3. wherein said photocata 'Ytic materia, has an 
impuriW level caused by substituting a nitrogen atom for an oxygen site of titanium ox.de between the band gap 
of a valence band and a conduction band of titanium oxide. 

8. The photocatalytic material according to any one of claims 1 to 7. wherein the nitrogen content X expressed in 
atomic % is 0<X<13%. 

9 The photocatalytic material according to any one of claims 1 to 8. wherein the atomic % values Y. Z, and X for 
titanium, oxygen, and nitrogen satisfy the expression, 0.4<Y/(X + Z)<0.6. 

10. The photocatalytic material according to any one of claims 1 to 9. wherein the X-ray photoemission spectroscopy 
spectrum exhibits a peak derived from ammonium salt. 

11 The photocatalytic material according to any one of claims 1 to 10, wherein the crystal face of a photocatalytic 
article or a film is mainly oriented along the C axis direction on its surface. 

12. A photocatalyst according to any one of claims 1 to 1 1 comprising titanium oxide on the external surface of the 
photocatalytic material. 

13. A photocatalyst comprising as an inner component at least one of titanium oxide, sUicj 

those containing nitrogen, and as an external component on the whole or some port.on of the external surface the 
photocatalytic material according to any one of claims 1 to 11 . 

14. Aphotocatalyst wherein at least one of titanium oxide, silica, alumina, fluororesin or those containing nrtrogen is 
mixed with the photocatalytic material according to any one of claims 1 to 11. 

15. A photocatalyst wherein, on the surface of the photocatalyst according to any one of claims 1 to 14. ceramic with 
a lower photocatalytic activity than said photocatalyst is carried in an island, needle, or mesh form. 

16 The photocatalytic article according to claim 15. wherein the ceramic with a lower photocatalytic activity -than said 
photocatalyst "at .east one se.ected from alumina, silica, zirconia. magnecia. cate.a. calcium phosphate, amor- 
phous titanium oxide, and fluororesin. 

17. The photocatalytic article according to claim 15, wherein the ceramic with a lower photocatalytic activity than said 



19 



EP 1 205 244 A1 



51 malm oxida. and tluororasln whlct, cx>nla,ns narogan. 

Z£ S^^l EZ» — - a — - - m ~ nB " n,n9 " ,,ro9 9 

gas a 

coSSng ammonia gas. nitrogen gas. or mixture of nitrogen and hydrogen gases. 

„. A™, M ao ( ™na,ac,„in g . r ,o r ^ ™ 

alamanls otha, t han M Ion ara praaanl ,a an ^^^J^^Zm „ ,eaa than tha. .aqui.ad 

the sufficient amount of oxygen to burn the oil and surfactant completely. 

26 . A method o» manufacturing the photocatatyt* materia. j££S22££ 
emulsion combustion method, spray ~ mbu °«°^ of meta,,iC Sa,tS WhiCh 

required for complete oxidation. 

ozone, a water molecule, or a hydroxyl group. 
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Fig. 4 (a) Fig. 4 (b) 
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Fig. 8 (a) 
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Fig. 9 



100 

80 

60 
40 

20 




H-O-N 

Ti-O 

ABSORB ANCE 150 A 



200 300 400 . 500 600 700 800 

WAVELENGTH (nm) 

WAVELENGTH DEPENDENCY 

OF ABSORBANCE OF THE PHOTOCATALYST 



27 



EP 1 205 244 A1 



Fig. 10 
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Fig. 12 
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Fig. 13 (a) |i 



0.4 

«« 0 35 
1 0.3 

II 0.25 

So- 

0.2 



0.15 
0.1 
0.05 



A 








! t 1 










i 




if 




































F 








i 












! - 
1 ' 






.... 




t — : 

....!....; 



1 2 

COMPOSITION RATIO 

OF NITROGEN WTTH TrN BOND tetW 



3 



Fig. 13 (b) 



13 (c) 




6 



5i 



0.4 
0.35 
0.3 
).2S 
0.2 
0.15 
0.1 
0.05 
0' 



COMPOSITION RATD 

OF NITROGm WrTKOUT ThN BOND (at » 







P I 
















• 




















































1 

i 

. . . i . . . 





20 40 



60 



80 



100 



OF WHOLE MTROGEN 00 



31 



EP 1 205 244 A1 



14 (a) 




300 



400 



500 600 700 

WAVELENGTH (nm) 



800 



0.005 



-» — « — r 



T — . — ■ ■ I 



Fig. 14 (b) 



ce 



0.005 



-0.01 



• 0.O15 




♦ TITANIUM OXDEFLM 

n EVAPORATION FLM 
u OF EMBODIMENT 8 

■ JON PLATNQ FILM OF EMBODIMENT 8 
O EMBODIMENT 7 



0.02 



J — i — ■ — <- 



2 4 
HOUR (MINUTE) 



8 



32 



EP 1 205 244 A1 



Fig. 15 



J 00 , — , — r— i — i — | — i — r 



-j — i — i — i — i — | — i — i — • — « — T 



i I f 



Q 

i 

■< 
cr 



8 0 



6 0 



A 0 



2 0 



0 =_ 



i i 



2 00 



UNTREATED 




TREATED AT 570°C 
FOR 30 MINUTES IN NH3+Ar 



TREATED AT 570^ 
FOR 60 MINUTES IN NH3+Ar 



j i I i i—i i L 



■ t ■ 



300 



400 500 
WAVELENGTH (ran) 



600 



7 00 



33 



EP 1 205 244 A1 



Fig. 16 



AMMONIUM SALT ORGANIC SUBSTANCE MATRIX 




BINDING ENERGY (eV) 



34 



EP 1 205 244 A1 



Fig. 17 



ULTRA FINE GRAIN DIFFERENTIAL EXHAUST FILM FORMING CHAMBER 
PRODUCING CHAMBER CHAMBER ^ 




DEPOSITION 
STAND 



-14 
26 



RESISTANCE HEATING 



I ' h VACUUM PUMP 



Fig. 18 



112 



CO 




200 300 400 500 600 700 800 

A (nm) 



35 



EP 1 205 244 A1 



Fig. 19 




HOUR (MINUTE) 



36 



EP 1 205 244 A1 



INTERNATIONAL SEARCH REPORT 


Iotcrnational application No. 




PCT/JP00/05247 


A. CLASSIFICATION OF SUBJECT MATTER 




Infc.Cl' B01J35/02 





According to International Patent Classification (IPC) or to both national classification and IPC 

B. FIELDS SEARCHED 

Minimum documentation searched (classification system followed by classification symbols) 
Int. CI 7 B01J21/00-37/36 



Documentation searched other than minimum documentation to the extent that such documents are included in the fields searched 
Jitsuyo Shinan Koho 1926-1996 Toroku Jitsuyo Shinan Koho 1994-2000 

Kokai Jitsuyo Shinan Koho 1971-2000 Jitsuyo Shinan Toroku Koho 1996-2000 



Electronic data base consulted during the intemaiional search (name of data base and, where practicable, search terms used) 
CAS Online 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



jp^ 8-134630, A (Agency of Industrial Science and 
Technology) , 

28 May, 1996 (28.05.96), 

Claims; Par. Noa. [0010], [0013], [0021] to [0028] 
(Family: none) 

JP, 2000-140636, A (Sharp Corporation, et al.), 
23 May, 2000 (23.05.00), 

Claims 1 to 5; Par. Nos . [0021] to [0025] (Family: none) 



Relevant to claim No. 



X 
A 

P,X 



1-9,11,12, 
13,14,18,19 
10,15,16,17, 
20-28 



1,2,3,4,5,6,7, 
8,9,11,12,13, 

14, 18,22 
10,15-17,19-21 
,23-28 



| | Further documents are listed in the continuation of Box C. I I See patent family annex. 



• Special categories of cited documcnu: 

•A" document defining the general state of the art which is not 

considered to be or particular relevance 
*E" earlier document but publiabed on or after the international filing 

date 

•L" document which may throw doubts on priority ctatmfs) or which is 
cited lo establish the publication date of another citation or other 
special reason (as specified) 

"O" document referring lo mn oral disclosure, use, exhibition or other 

"F* document published prior to the international filing date but later 



T" later document published after the international filing date or 
priority date and not in conflict with the application but cited to 
understand the principle or theory underlying the invention 

"X" document of particular relevance; the claimed invention cannot be 
considered novel or cannot be considered to involve an inventive 
step when the d o cum ent is taken alone 

*V document of particular relevance; the claimed invention cannot be 
considered to involve an inventive step when the document is 
combined with one or more other such documents, such 
combination being obvious to a person skilled in the art 
document member of the same patent family 



Date of the actual completion of the international search 
30 October, 2000 (30.10.00) 


Date of mailing of the mternational search report 

21 November, 2000 (21.11.00) 


Name and mailing address of the ISA/ 
Japanese Patent Office 

Facsimile No. 


Authorized officer 
Telephone No. 



Form PCT/ISA/210 (second sheet) (July 1992) 



37 



